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I I i 

;i/^;Vn-r>AM^ ; Z i P) <z>M8 

i/-^5A m*Vts Aldrichfr) (240 mg) * Ic h 5 

(£AT Zr (O'Bu) 4 ; 15. 3 mg, 0. 04 mmol) ^>i?> 
?gf£ (0.5 ml), ($-6, 6'-(C 2 F s ) 2 BIN0L (35.5 mg, 0.08 mmol) ©^ 

d.o mi)> &&zfiN-*^)\"( ;v (j^tnmi ; 

13.1 mg, 0.16 mmol) <D^>if>ig$t (0.5 ml) feMTTJESfciH*., 
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80^ kit 2 mmmwv. - v&mfc^yn >ii^iit 

tc J£<D'&. iJETTil^Sil/, SOr^Tm^ (0.2 mmHg) T"e 1 
mm$Z&ls* Z i P£5£*l$ (303.9 mg)o 

mZtltzZ i P^^jt^^ft^NMRlCj; Off o fctZ. 5, Zr (O'Bu) 4 , 
($-6, 6'-(C 2 F 5 ) 2 BIN0L ^i^NM I S^^DD^^>4'tI^LT 

( (R) -Methyl 2, 2' -dimethyl- (2-hydroxyphenyl) amino-3-phenyl 
propionate (3a) (D&tfi) 
^>X7jVft H t 2-7 5 y ^x/-;V < k0^^bfc-i' 5 > (la) £ 
ViH^f^fi^0^f>e/'J^7t^~^ (2a) J;^>x^>^^- 



USSM 1 T#£nfcZ i P (152.0 mg, 0.02 mmol) £SJ£W#§K:A 
n> T;V=f>^fflmJcB^bfe^, NMI (0. 04 mmoK 5 > (la) 
GD 20 mol«) <Dmt*^U>mm (0.5 ml) £iP*-, HEiSTf 30 ftMW 
VTzo j e0t-45tT^>X7;kfk Ft 2-75 7 7xy-;i/J;!)^ 
bfc-f5> (la) (0.2 mmol) t-f Vlf ^fJVi*®^f>^U^7 
(2a) (0. 24 mmol) (D^-ft;*^ 1/ >mm. (1.0 ml) 18 




1a 



2a 



3a 
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1 N = 10:1 ?g^$& 8il £ OtT 0. 5 B#fflfts/H t& 

U^-^^^S^n^h^^^^ -T**i3L&o ^f-^ST £ (J) -Methyl 
2, 2' -dimethyl- (2-hydroxyphenyl) amino-3-phenylpropionate # 

(59.9 mg. auant.)o ft 3* Utt 9 A <^-f-te;Wfe 

fit, CHIRALCEL) HPLC fc: J; D b7c (90% ee) 0 

a±CDS*<kD#5nfcft-&'» 3a ©JR*^«k^^>B«*JS 1 fc* 
Lfc (KJ£3). 

$ 6 \Z, &>±<Dfcfe&, NM I I§ 0 mol% (0 mmol ; SJfc 1 h 12 mo\% 
(0. 024 mmol ; £JS 2 K *3cfctf 30 molJS (0. 06 mmol ; ^JS4) tit 
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mol% 
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20 


quant 


90 
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30 


89 


89 
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(H) -Me thy 1 2.2' - dime thy 1 - ( 2 - hydroxypheny 1 ) 
OMe amino-3-phenylpropionate (3a) 



la]D 24 +1-4 (c 1.15, CHC1 3 )(87% ee). 
mp 112.5-114 ?C. 

IR (KBr): 3401, 1709, 1611, 1514, 1453, 1391 cm -1 . 

1H NMR (CDC1 3 ): 5 1.21 (s, 3H), 1.24 (s, 3H), 3.68 (s, 3H), 4.57 (s, lH), 6.36 - 6.76 (m, 
4H), 7.21-7.28 (m, 5H). 

13C NMR (CDCI3): 6 19.9, 24.2, 47.3, 52.3, 64.3, 113.2, 114.1, 117.6, 120.8, 127.3, 127.9, 
128.3, 135.6, 138.9, 144.0, 178.0. 

HPLC: Daicel Chiralpak AD, hexane/JPrOH = 9/1, flow rate = 1.0 ml/min: tR = 9.3 min 
(3i#, tR = 16.0 min (3$. 

Anal. Calcd for Ci 8 H2lN0 3 : C, 72.22; H, 7.07; N, 4.68. found: C, 72.28; H, 7.20! N, 4.62. 
HRMS: Calcd for C18H21NO3 (M+) 299.1522, found 299.1497. 
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99 
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hexane-thioate (D&tfl) 

Isovaleraldehyde, 2-Amino-^-cresoK &MftiXf;Vft^0 
^r^ix;-J!/X-fJV (2b) &C«££X:J->^3-3IiRift&v>n-/ 

HiS^J nfffigStlfcZ i P (152.0 mg, 0.02 mmol) 

gc, y;wrf>^H^icgmbfe^, at- ^ ^i/-^ (o. 04 

mmol) SfifcpO 1 ^** (0.5 ml) SrJin^i&T 30 frmWLfc 0 ^r(D 
2-Amino-^-cresol (0.2 mmol) £KJG&^§§fciiSi£t^ isovaler 
aldehyde (0.3 mmol) <DM.ik* V (0.5 ml) ££n;?L^i&T 30 

-45 tT, 3WS«2T?fflVifcB*ftxXT^**OM*xy5- 
h (2b) (0.3 mmol) ©M^f I/>^ (0.5 ml) 18 R# IK St 

tSfn^mTK^^- h 'J ^A7ki£*£ (10 ml) ^UP^-TSiiS^^ 

bfc (10mlx3)o *t*»SK^hU^A*Jinitft*«. «JET»#*e 

*b> &tit&z/v%tf)vmmi?whif774 - (A+D-wniixf 

;W = 9/1) T5ltM"r§i> #*t* (5)-5-Ethyl 3- [ (2-hydroxy- 
6-methyl phenyl) amino] -5-methylhexane-thioate £ % tc (35.4 mg, 
60 %)o 

yt^mmfe* yt^m&fcfrMfjyj* mut^jim. chiralced 

HPLC D&Jtbfc (92 Kee)o 
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m 4 




(J?) -S-Ethyl 

3- [ (2-hydroxy-6-methylphenyl) amino] -5-methylhexan 
e-thioate (3h) 



[do 26 +12.3 (c0.91, CHCl3)(80% ee). 

IR (neat): 3356, 2957, 2871, 1681, 1588, 1472, 1366 cm -1 . 

lH NMR (CDCI3): 6 0.81 (d, 3H, J= 6.4 Hz), 0.88 (d, 3H, J= 6.6 Hz), 1.26 (t, 3H, J= 7.4 
Hz), 1-35 (dd, 2H, J= 6.6, 7.7 Hz), 1.63 (7, 1H, J= 6.7 Hz), 2.25 (s, 3H), 2.64 (dd, 1H, J= 
8.0, 15.9 Hz), 2.80 (dd, 1H, J= 4.2, 15.8 Hz), 2.92 (q, 2H, J= 7.5 Hz), 3.62 (dq, 1H, J= 
4.2, 7.1 Hz), 6.66 (dd, 1H, J= 0.6, 7.4 Hz), 6.76 (dd, 1H, J= 1.4, 7.8 Hz), 6.88 (t, 1H, J= 
7.7 Hz). 

13 C NMR (CDCI3): 5 14.6, 18.1, 22.0, 23.2, 23.6, 25.1, 44.5, 48.4, 52.5, 113.3, 121.8, 
124.6, 131.2, 132.5, 151.9, 200.3. 

HPLC: Daicel Chiralpak OD, hexane/*PrOH = 60/1, flow rate = 1.0 ml/min: tR = 14.9min 
(3$, tR = 17.2 min (372). 

Anal. Calcd for C16H25NO2S: C, 65.05; H, 8.53; N, 4.74. found: C, 65.28; H, 8.26; N, 
4.93. 



< (18. Og/mmol) fflV^Z i PSiltf:. Z i P (392. 0 mg, 0. 02 mmol) 

y/—)V (0.04 mmol) <Dmt*?-V>mU (0.5 ml) ffiT 
T 30 ftmUWVtco ^<D'&, -45 tT^>XT^TkHt^I^2T" 
fBV>fc-r^> (la) (0.2 mmol) £ ^ry L >^V (2a) (0.24 

mmol) <Dmt*^U>mWi (l. Oml) ^JnA, 18 B#r^«£#L£:^> &m 

3 R#[fem> ^1+> (5.0 ml) *MZ-X£<m>, 1 

— ^^^F»5^^ipt IT 2-Naphtol HPLC fciOZIP* 
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y --vmUTZ 1$Jfo?2> -Methyl 2, 2' -dimethyl- (2-hydroxy 
phenyl) amino-3-phenylpropionate 5^#£>*lfco ft#M^«> ft^Mtt 
##St#5A (^-r-fe;Hb#XH, CHIRALCEL) HPLC \Z J; D & 

2 HJg^ORJfrTteU dftffi#£1?iiEbfcZ lPt#U 1.5 M§»£>N 

fc*3, HPLC (CJ;§^fflbfe 10-6, 6'-(C 2 F 5 ) 2 BIN0L ©j£*ft, £^T0 

HPLC : Daicel Chiralpak AD, hexane/'PrOH = 9/1, flow rate = 0. 5 
ml/min: tR = 14.3 min ( (#) -6, 6' - (C 2 F 5 ) 2 BINOL) , tR = 20.7 min 
(2-Naphtol). «*Jt 1:1 <Z)Pf <Z)©^3£g?Jt 10 -6, 6' - (C 2 F 5 ) 2 BIN0L: 
2-Naphtol = 1. 655: 1 tUT^ffibfco 

<^imm 6 > mm&)*7 )iz?)i^~ T 7 2±Mm*m ^tc^&^>— y 
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Rv Y^ R4 CH 2 CI 2 r iAA r4 

^3 ^C,18h r ?V r3 R 
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Ph 
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SEt 
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i-C 4 H 9 
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SEt 
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9 b 
* 


Ph 


H 


TBSO 


0'Pr c 
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80 


97/3 
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96 
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10 

* 


Ph 


BnO 


H 


OPh'' 
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74 


8/92 
5/95 


89 
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" -T5>l*. isovaleraldehyde^-TS^-m-^I^V*— VU^t)^j?£(lltfe^J4i5®<D2b) 
e Wm^S— ;UX— tMZ-OI^X E/Z = >99 / <1 

d Wfftxy— fjviz-o^x E/z = <1 / >99 



Zr(0'Bu) 4 , (i0-6, 6'-(C 2 F s ) 2 BIN0L ^cfc7j?NM 
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t^r^>->U;PT-fe^ — ;U (2a) ©£j&£fr o £ £ 3 , 89*(DJ|«<£: 
82 %ee <Dft¥1fom^ft*?>-y tfcfo<D§i}8,®) (3a) rf^f^frlfco 

s^ic £©z i p^m*. tirt 53 am&mvtc®., mm<D 
Rmizm^rctzz. m^um m%) tyt^mm. (so %ee) -c*kf&m 

(3a) ^#£ttfco 
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